6. 13 C NMR spectra of the polymers in Table 1 6 and M11, 3 7 were prepared by literature methods.
To a solution of 4,4-Bis(hydroxymethyl)-1,6-heptadiyne 7 (460 mg, 3.0 mmol) in dichloromethane (9 mL), 2,6-lutidine (1.4 mL, 12 mmol) was added and the mixture was cooled down to 0 °C, followed by the addition of triisopropylsilyl trifluoromethanesulfonate (1.1 mL, 6 mmol). After stirring overnight at room temperature, the mixture was quenched by aqueous NH4Cl solution. Product was extracted with ethyl acetate and organic layer was washed with brine. The organic layer was dried with MgSO4 and concentrated to give a yellow colored solid. It was purified by flash column chromatography on silica gel (Hexane 100%) to afford compound M8 as a colorless liquid (1.2 g, 84% A 5-mL sized screw-cap vial with septum was flame dried and charged with monomer and a magnetic bar. The vial was purged with argon four times, and degassed anhydrous dichloromethane was added. After the Ar-purged catalyst (Ru1-Ru3) in another 5-mL vial was dissolved in dichloromethane, the solution was rapidly injected to the monomer solution at experimental temperature (RT) under vigorous stirring. The reaction was quenched by excess ethyl vinyl ether after desired reaction time, and partially precipitated in hexane at -78 °C, remaining small amount of crude mixture (~10%). Obtained solid was filtered and dried in vacuo. Monomer conversion was calculated from the 1 H NMR spectrum of the remaining crude mixture. Table 1 <Table S1. Cyclopolymerization of M1 using Ru3 with various pyridine additives> 
Polymerization results in
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13 C NMR spectra of the polymers in Table 1 Those spectra were used for the determination of the ratio between five-and six-ring on the polymer backbone.
<Figure S1. 13 C NMR spectra of polymer from entry 1 in Table 1> <Figure S2. 13 C NMR spectra of polymer from entry 2 in Table 1> <Figure S3. 13 C NMR spectra of polymer from entry 3 in Table 1> <Figure S4. 13 C NMR spectra of polymer from entry 4 in Table 1> S8 <Figure S5. 13 C NMR spectra of polymer from entry 5 in Table 1> <Figure S6. 13 C NMR spectra of polymer from entry 6 in Table 1> <Figure S7. 13 C NMR spectra of polymer from entry 7 in Table 1> <Figure S8. 13 C NMR spectra of polymer from entry 8 in Table 1> S9 <Figure S9. 13 C NMR spectra of polymer from entry 9 in Table 1> <Figure S10. 13 C NMR spectra of polymer from entry 10 in Table 1> <Figure S11. 13 C NMR spectra of polymer from entry 11 in Table 1> <Figure S12. 13 C NMR spectra of polymer from entry 12 in Table 1> S10 <Figure S13. 13 C NMR spectra of polymer from entry 13 in Table 1> <Figure S14. 13 C NMR spectra of polymer from entry 14 in Table 1> <Figure S15. 13 C NMR spectra of polymer from entry 16 in Table 1> <Figure S16. 13 C NMR spectra of polymer from entry 18 in Table 1> S11 <Figure S17. 13 C NMR spectra of polymer from entry 19 in Table 1> <Figure S18. 13 C NMR spectra of polymer from entry 20 in Table 1> <Figure S19. 13 C NMR spectra of polymer from entry 21 in Table 1> <Figure S20. 13 C NMR spectra of polymer from entry 22 in Table 1> 1 H NMR over time. 9. UV-Vis and PL spectra of the polymers S14 S15 10. Cyclic voltammograms of the polymers Cyclic voltammetry (CV) measurement was carried out at the room temperature on a CHI 660 Electrochemical Analyzer (CH Instruments, Insc., Texas, USA) using a degassed acetonitrile solution of tetrabutylammonium hexafluorophosphate (Bu4NPF6, 0.1 M). Polymer solution was prepared by dissolving the polymer in dichloromethane (10 mg/ml). Cyclic voltammogram was recorded using the glassy carbon working electrode and a reference electrode of Ag/Ag + (0.1 M AgNO3 in acetonitrile) with a platinum wire counter electrode at a scan rate of 50 mV/s. The absolute energy level was obtained using ferrocene/ferrocenium as an internal standard. The oxidation potential of ferrocene was regarded as -4.8 eV.
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1 H and 13 C NMR spectra of the monomers M8 ( 1 H, 400 MHz, CDCl3) M8 ( 13 C, 100 MHz, CDCl3)
